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^ photolithographic photoresists, intermediates for agricultural chemicals or drugs, or other various industrial chemicals; and a process 
^ for producing the same. Namely, the invention relates to halogenoacetoxyadamantane derivatives having halogeno- acetoxy on the 

adamantane skeleton; and a process for the production of halogenoacetoxyadamantane derivatives which comprises introducing a 
^ halogenoacetoxy group to adamantane either by reacting a hydroxyl group on adamantane skeleton with a halogenoacctyl halide or 
^ by converting such a hydroxyl group with a lithiating agent into a lithium-oxy group and then reacting the Hthium-oxy group with a 
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BuiE— (I -a) x-m^ti^y^ci^yT-^ h^-^ry-^i^^i^mm 

r-ir h ^v'TiJ^-eViJ? >-Cfo . —^3:^ (I-b) T'^ § ttS n 
/T-lr V^i^T l^mMW-it. l-z^cj^yrir h ixT 

^ 1 -y^ p T-fe h =3p^x- 3 - 1 Kp =¥i>T^-^:/^ 1 . 3- 

(/NDy"yr-b:h=^v') r^"-^>^^'T'fc«9, — ^ it (i-c) 

|> ^rv^y-?— :7yU;^p T^-^>^ >r-*>-5„ >t=^P>g (CjoV^Tfi. :itte><^^^ 
P >7V T-fe h ^ v-T y-v'^^i?' >'|^?Sf$:<D4'X'. 2 -T/l'=3r/^- 2 - p 
y T-fe: |> v-r iJ^'^Vi? ::/S.t>' 1 -/Npyy T-tr h^^i/- 3- t Kp^^tv- 
TiJ^-^:/^ :^5r^tT* L< ^ff 5 r i:3js-c# 5o r 2 - r/^=^r/i'- 2 -/^ 
pyy T-fe h =3f v^T^J^-^i/^ ><75;ir<*:0^^Ii: bTfi. 2 - p aT± h=^rv^ 

- 2 - y f^/ur y-^^^ ^^ 2--yp^r-fe: i-=¥v'-2 -y ^/wry-^^ 

^i^. 2-^PPT-feh=^v^-2 -:3^^^i'T y-^l^'^ l^ti^if/b'^^if iotl^o 
^fc. 1 -/^P^y r-ir h^i^- 3- t Kp =3pi/ry-^i^^ i^<^:gr(^s{j«ji: 
tTtt> 1 --^P^Tir h ^i/- 3-1:: K p =ar v-T ^^/^ ^':d5^{f 

-^(DWM^ -t^i^-h (1) ri5^-7>-i5'>'fr*&(^ t Kp^i^/i^St^^^py 
yjS^|gf/^^-r K<lrSf£:$-fr'5;^&x (2) T^S^-^ ^^^5^ t Hp 

mrie (1) o;^&{r*3^^Tfi. fiFiJ^fi'^tc?^ (A) 



5 



wo 03/095413 



PCT/JP03/05442 



O 

Ad-OH + XCH2COX^ Ad-0-C-CH2X —(A) 

(II) (III) (1) 

icU^X. T 15' y —/i-m (II) .t/^o'^y i^^/N^^ K(III) t 

^ i^mmi^ (I ) m^hti^o ^j^^s t^-^i^^ y—/i-m (n) ^ 

lf|53l{i^§lit-. /Nnyyg^^/^^-l' K (III) ^S^&^-^S ^ i:;65-C'# So 

(II) <bu-tfi. 0»j;tf^BuiB-^^ (I - a) x-m^n^it^mcomn 
— fls^ (I -b) T-*$n5{b-^«^<z)i^,r4<i: LT. 1 -T y-^iy^ y - 

yu. 1, 3 -ry-^ /w, — A9:iC( I -c) T'^^nSfb-^ 

t, 5— oCQJl^iN-<b LT. fflV^b^^S^^^>;*y g1:^/N-7^ K (III)<!: 
{4. ^il;t{4*^y ^ n ag^^iJ' p y K. ^ y p n y K. * y 

p p@^gg:/p ^ H\ y ^ u^^m^ ^ V H\ *y y n ^Sl^^^/u;^ ]) h\ 

5:^, fyv>^. N, N->^y ^/ur ^ y b°y v^v, n, N-v>y^/uT 
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-sr ,^{*T'#/c^v^;^|5^ ii^ iBtPsi- 1 0 0. fti-^L<mmm^3 ^um 

<t < . #('^JPS{i^^V^;5S. 0. 5~1. 0^;u/y 5/ h/i-a-^7>5/ff * LV^„ 
HiilB (2) (D;^vitcioi^T(i. RfS^i*: (B) 

Ad-OH '^^^^^^^ Ad-OLi XCHzCOX^ ^ 

(II) (IV) (III) 
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^ Ad-0-C-CH2X —(B) 
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(^cf. Ad. XRXIX' itmsitmCX-h^o ) 
ictlgoT. Ti5^-^Vi$'/-/Up (II) ^:i-itM^i^m^'^X^ V ^ 
J>,r ^-^^y^f^it^^^ YWk (IV) (C^^uyi:<^*>> ^NP^yg^^/^^^ 

K (IIl)^;Kf£;^$-t»:-5 r i: t^J: "9 . @ p y y T-t: h ^ ^-v- > 

i^mM^ (I) ^jqtfsn'So T^-^>'i$' y -/i^m (II) 75^ 5^^4> 

{^11^05 1:: KP=3riy/l'S^W-r-5:^'^tCli, K P ^ v'/^«(^-|fPX 

{i^gptc. y ^eti^^p-zyit^^^^-r K (iii)Sr 
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{cMfc?-rs y ^^'■^T^-^>^^>'i':4-=^i^-r Km (IV) .tL-cfi. 

-Ty-^:/5^/i'v^^^f-'< H\ y ^c>i=^^-^°— 7/u;d-a T^5'"^^'5^/^:^^■t>- 
n -:/^/l^y ^f^A. s e c -Zf^Jl^V 'f-'y t e r t -'T'^^uy 

*fc. 5-o(Z)|^^s|.t UTfflv^btL5^^o>j^yg^^/N^^ K (lll)i: 

y ^ «> A r ^-^ ^^/^:^=^-y--r (IV) ir^^n^y g^^^^^-r K 

nil) i:o:>Rfi?it. ^m<D^^ri,zrTt>ti^o mmmt t^xi-i:^ m^i-£i> 

7 8 ~ i o ot:. /tf* L< {i- 7 8*c~^?a(?3^ia 

T'il^^tLSo Si^:^EE;^fi. iiS-o. i~iOMPa (G) comm 

Pg{i/fcV^75iK 0. 5~1. 0 ^/u/ y h /uli^Ti^i? * L V^, 



8 



wo 03/095413 




'CT/JP03/0S442 



-rvy^y^— (LC) . h ^ ^ y ^ -W^'t^^ (gc-m 
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CHJfe^^^l 1 ] 2 - ^ n a T-fe h 2 - ^ J\^T ^ ^ (DWM 

H^=i ^ 5r<^ttyt 1 0 0 ^ y U h/u^^tc. 2 -^f^/u- 2.-T^ 

-r:/^/— /u4. 6 7g (2 8. <i:fy-:^>2. 8 3 5: y y 

5/ h/U ( 3 5 . 0 5: y ^/l-) =^An. $ h^t Ka:7^>'30 

^ y y 5/ h/U^:i4n^T^ft?$ii:yS:o 2kV>T% ^O^^^^tr, tK^^TT'^ d n 
g^^^pyK4. 4 2g (3 9. 2 5y^/l') ^-^tfX h ^ t K n 7 ^ 

tKD>'^>io5:yy5/ h/U'X'w(D#^{ca#ufci57 □ pg^^i? p y k 

y h/U-C'3lHl*fbmb. tttH?&-^*S7K?iiit^-:^ h y l>^-C'f£^$-ti:. jSfeV^T- 
Sliit LfcO*?. (i^y :*^5teJKb. mmWLb bX. '^=3r1^>' : 

^/urti — 7^/u = ^»J;b 10:1 ^fS&j^) 2-i:'DDrir 

->^^/uTy-^i^-$' :^(D&&mi^5. 8 9g (2 0. 5 ^ y ^/u) ^5r>m 

i^M m L/C (11X^7 2. 8%) o 
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•H-NMR (2 7 0MHz) : 1. 57-2. 31 (m. 1 2 H) . 
1. 65 (s, 3H) , 4. 02 (s, 2H) 

'^C-NMR (68 MHz) :22. 37. 26. 62, 27. 30. 

3 2. 9 7. 3 4. 5 6. 3 6. 1 8. 3 8. 0 6. 4 1. 9 5. 8 9. 
8 2. 165. 69 

lMW.m 2] 2-zfa^T-\ih^iy-2-^ ^ /U T iS'" i?' :/<?5Mit 
H;^=' y ^ SrMftfc 1 0 O ^ ii y :y h/U^^jC. 2 2 - T ^ 

'^>^y~-f^2. 5ig (15. i?y^/u) 625:yy 

y VjU {2 0. 0 ^ y ^/u) ^Ati. ^ ^Ki^^y' h^t x:i y v > 3 0 
5 y y h/i-<l:;jP;tT^j5?$ii:fCo ^v^-C-. ^(T^j^j^tr. 7K/«^TT-^D^ 
B^^>^o^K6. Olg (3 0. 2 5y^/U) Sr-g-tfT" t Kp :7^>' 

tKa^'^VlO^yyi/ h/i-T-r U/c^n-ei^^^-a ^ K 

^J5fcV^»SLiAA^7t% ^^a(:i-C**i 2 4D#PB^^/^;;$-y:ytO*,. ^f&?i$tC7K3 0 

0 5 y y 5/ h/^^a^;/jn LT. ^f&^i^T ^it/co 

^^ttytSf&ji'g'^^ 3iHi7K?*f^. v'^^/i-a^-T^/u 1 0 0 5 y 

^i^L/c<7;)*,. ;«7 7.A (v-y ;&Sr^iKL. mW^mt LT. -^^^^-y-:^ : v'^ 
^/Uai-7^/t, = ^ftit 1 O : 1 ^i^ffl) 2 --r^D^T-t? h 

2 -^^yuri/^>^>'(D^|tfeia(^0. 6lg (2. 12 5y^/U) ^ 
:9-gf*iM 19 tfcl Lfc (i|X^ 1 4 %) „ 

• (NMR) :CDCl3 

'H-NMR (27OMH2) : 1. 5 5 - 2. 3 0 (m. 1 2 H) 
1. 63 (s. 3H). 3. 80 (s. 2H) 
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'^C-NMR (68MHz) :21. 97. 26. 49. 26. 99. 
32. 77. 34. 41. 35. 99. 37. 92. 65. 03. 89. 
2 8 . 1 6 5. 3 2 

iMMmS] ^ a a^m- 2 -=i^f-J\^- 2 - T (2-^ dp 

E.:fj=^ ^y^^Hi-ftc 5 0 ^ V V hJi-^^i^. 2 -^^yu- 2 -T 

00 g (5. 55^y^/u) 2 5: y y 5/ h 

(8. 9 0 5 y^/i-) SrAtL. h7t KP77>'305y 

^o^^Ko. 965:yy5/h/i^(i2. 05;y ^/w) ^-g-tpT^ h 7 t K 

7"h7tKP>'^V105yy.y h/U-er<D^S§{C^#Lyt P Pg^^;?' 

p ^ -r K^?5fel^»S L-jAA/fCo ^Mf^-Cli^ 2 4H#rBlg:fc:^$-ti:/c(7)-^. JyL^AU 

(ctk 3 o 0 5 y y 5/ h/w^i[5:flp lt. sj^t^^^t ^-tiryt, 

^SJjt::. #bnfcSF£:M^fS^ 3 iHlTKgfcf^, v?^^/u:3i-7^/u 5 05 y y 

/Uj: — r-/U = ^gtt; 10:1 ^fi^ffl) I- J: . iJ' n pI^^- 2 -oi^/U- 
2 -Ty^:/^/K?5fife@fls:0. 3 16g (1. 2 3 5 y ^/l-) Sr^BtM 
^Lffif^ltiLfc (4X^2 2. 2%) o 

• ^^a^^n.i^i'^ife (NMR) : CDC 1 3 

' H-NMR (270MHz) :0. 81 (t. J = 7. 29. 3H). 
1. 57-2. 39 (m. 14H). 2. 20 (q, J = 7. 29, 2 
H) . 4 . 0 4 ( s . 2 H) 

'^C-NMR (68MHz) :6. 74. 24. 76. 27. 02. 3 
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2. 98. 33. 45. 34. 02. 38. 09. 41. 62. 91. 8 
0. 165. 32 (C = 0) 

c^*s^'j4] yo^m^- 3 - 1 kp 1 -T ^-^^.yf-j^ {^-zf 

H^=i :y ^ ^^^t-tyt 2 0 0 5: y y 5/ h/u^fgt::. 1, 3-Ty^:y'$'> 
i^:^-/UO. 6 7 3 g (4. 0 0 5: U ^/U) i:t°y-^>'4. 3 7 5 y y >;/ 

hyL- ( 5 . 4 0 5: y ^/u) ^AtL. ^ e>{-^i^v^:t=JE^-y-^ 1 0 0 5 y y •;/ 

h/i'^Jljpx.T 9 5*C*-c;;jp||{iLfco <!fcv>-c. 5 CC^T'/^^iPL. 

^n^@l^®^7' p ^ Ko. 355:yy-yi>/i-(4. 0 o ^ y ^-a tf 

:t^-^l^m^^. ^^^^ — ^m^^XM^fCo ^fit-T^ 2 4B#FH^Src?$ 
■ti:yt<D*,, Sf&?St3:7K3 0 0 ^ y y :y h/u^j^>ABbT. ^f£?^ifSl-T $ itfco 

jskt^. #bnitSf£;^i-^?^^ 3 iii7ici5fe'^. v?3i^/i.3i-7"/u3 0 ^ y y 

/uai — 7^/u = ^»Jt 10:1 ^^ffl) (Cj; »5 . zfa^mm- 3 - t K p =^ 

i/- 1 -ry^^^/i't^^efes^^ 0 . i5g (0. 5i95y^yL') 
m^mi^m.'o m\^ti mm 1 3 . o%) „ 

• (NMR) : CDC 1 3 

'H-NMR (270MHz) : 1. 54-2. 45 (m. 14H) . 

3. 28 (br. IH). 3. 76 (s. 2H) 

'^C-NMR (68MHz) :31. 12 (CHj). 34. 51. 39. 
56. 43. 69. 48. 59. 70. 31 (C). 82. 69 (CH 
2) . 83. 35 (C) . 165. 71 (C = 0) 
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1 . Ty-v^^^>#*&(r^>pyy T-fe h^iym^^-t^:Lt^^m.t'r^ 

3. 2 — yy T-fe h ^'>Ti$^-^:/i5^ V. 2 - T/U=^r/W- 2 — t3 -JrV 
D y y T-fe h 3 - t Kd ^^f-^VT-y^^^^ 1, 3 - t'^^ (^^a^ 

:/T'fcSfiS5H:JS i Xfi 2 fa^(^^^ d y y r-fe h =3r v-r y-^ ^'^^ 

4. 2 -T>'U=ar/U- 2 -^^o yy T-fe h ^ v'T :^ ^T'^ 5lf 3|tJS 3 

6. T^^>'^?>"B'*&(^t Kp^v'/u£{::. iS^/^ p y / 
-^3|-deiyiE(cs^?g tyt<7)*). /NP 'J/'y g^it^^^-r K^Sf£:$-ti:. /^pyy 
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